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TITLE: The Synthesis of Rutin (Sintez rutina) 


PERIODICAL: Doklady Akademii nauk SSSR, 1958, Vol 123, Nr 2, PP 305-307 
(USSR) 


ABSTHACT: Rutin, or querce+in-3-"rutinoside" (vII), is the active sub- 
stance of vitamin P. The importance of rutin is great, a8 

(besides other substences) it can decrease the permeability 
and fragility of the capillaries (especially with ascorbic 
acid). As quercetin (Vv) has 5 hydroxyl groups in the molecule 
its production from its 3-glucosides is very difficult. Be- 
sides, there are some more difficulties (Refs 1-4) so that the 
synthesis of rutin or other quercetin-3-disaccharides remained 
unknown until recently. The authors describe the synthesis of 
rutin from quercetin and acetobromo rutinose (see Scheme). The 
initial quercetin was synthesized according to reference 6, 
however, with the difference that the protection of the 
hydroxyl group in the vanillic acid was obtained by benzyla- 
tion: triethylamine (Ref 7) was used as a condensing agent. 
The disaccharide: g-ace tobromo-f-1-L-rhamnosido-6-D-glucose, 
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a-acetobromo-rutinose was synthesized according to reference 8 
from acetobromo-rhamnose and acetochloroglucose. The results 
of the paper chromatography, and the comparison of the ultre- 
violet absorption spectra (Fig’1) showed a complete identity 
of synthesized and natural rutin. Ag quercetin under the ina- 
fluence of liquid ammonia partly decomposes admixtures with an 
ultraviolet absorption maximum occur in the chromatograms of 
synthetic rutin; these admixtures characterize the quercetin 
decomposition products. The rutin synthesis mentioned above is 
the final stage of its complete synthesis. An experimental 


part with the usual data follows. There are 2 figures and 


. 


8 references. 


Vsesoyuznyy nauchno-issledovatel' skiy vitaminnyy institut 
(All-Union Scientific Vitamin Research Institute) 


June 30, 1958, by A. N. Nesmeyanov, Academician 
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tsinkhonanina) 


PERIODICAL: Doklady Akadenii naule SSSR, 19935 Yol 123, Nr 4; 
pp ToT - 108 (USSR) 


ABSTRACT: The alkaloid of the einchona bark is a Link between the 
cinchone alkaloids of the minoline series and those of tre 
indole series (Refs 1,2). In the present paper the synthesis 

of the optically active cinchonamine is descrited. The authors 
used a scheme for the production of the pyridine analog of 
cinchonamine (Ref 3), which had been devined by then earlier. 
Ethyl ester of 3-vinyl-quinuclidine carboxylic acid-6 (I) is 
condensed with y-butyro lactone (II) in dry vensene in the 
presence of sodium ethylate at 40-85°. After an appropriate 
treatment a-(3-vinyl-ouinuelidoyl-6)-y-buty7o jactone (III) 

is formed as a colorless, viscous,oily substance. It is very 
soluble in ether, alcohol, benzene, and water; its melting 

Card 1/3 point is 152-153 /o.5 ma, its yield 3567 On heating the 
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Synthesis of the Alkaloid Cinchonamine BOY (29-125 -4-27/ 


substance (ITI) with 2 n sulfuric acid at 420° the lactone 
cycle is split and a decarboxylation under the forration of 

4) -oxy-propyl-a-(3-vinyl-quinuclidyl-6)-ketone (1V) takes 
place; yield 70.3%. The obtnined light yellow liquid is 
heated with 107 phenyl hydrazine solution in sleohol for 3) 
hours. The formed phenyl hy#razine (vy) of the substance (ty) 
ig a viscous, yellow oil; its yield is 76.5%. after further 
appropriate treatment the cinchonanine is formed as colorless 
crystals which are very soluble in nleohol, ether, chloroform 
and benzene, less soluble in cold aleohol and petroleum ether, 


and difficult to dissolve in water. Phe uentioned congtants of the 
synthesized optically aetive cinchonamine fully agree with those 

ot the natural substance nentioned in publications (Ref 5). The 
reaction devised by the authors opens the way for the production 
of other alkaloids of this series. There are 5 references, 2 

of which are Sovict. 
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% PREOBRAZHENSKIY, N. A. (Prof., Dr.) 


"Vitamin B12 in Feeding and Therepy.” 


’ 
report to be submitted at the (Provisional Programme ofc) 3rd International Vitamin- 
Syaposium, Poznan, 21- 24 Sep 1959. 
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BEREZOVSKIY, Vladimir Mironovich; NAZAROV, I.N., akademik, retsenzent; 
PREOBRAZHENSKIY, N.A., prof., doktor khim. nauk, zasluzhennyy 
deyatel' nauki, spetsred.; KALMENS, H.I., red.; BELIKOVA, 


L.5., red. 

(Chemistry of vitamins] Khimiia vitaminov. Moskva, Piseee 
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Complete Synthesis of 2-Methy1-3-phytyl-naphthoquinone-1, 4 
Vitamin K, (Polnyy sintez 2-metil-3-fitilnaftokhinona-1,4- 


vitamina K,) 


Zhurnal obshchey khimii, 1959, Vol 29, Nr 4, pp 1123-1126 
(UssR) 


in the present paper the synthesis of vitamin K, (1) is 


described which is based on the condensation of 
2-methyl-naphtho-hydroquinone-1,4 (II) with isophytol (III) 
in the presence of the ether compound of trifluoborate 
(Scheme) (Ref 7). The initial product for (III) was the , 
pseudo-ionone (IV) (Ref 8). The pseudo-ionone is hydrogenated 
in the autoclave in the presence of the nickel catalyst to 
give compound (V) which is directly oxidized with the 
chromium mixture to (VI) without any separation, Compound 
(VI) is transformed with sodium acetylenide into (VII) 

which is converted by acetoacetic ester first into (VIII) 

and then via (IX) into (X). The condensation of (X) takes 
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Vitamin K, 
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place with sodium acetylenide with (XI) being formed. (XI) 

is reduced in the presence of the palladium catalyst to 

give isophytol (III). It must be mentioned that the 
physico-chemical constants of isophytol which was synthesized 
from linalodl (Ref 11) were somewhat different from the 
given sample, obviously owing to the predominance of various 
diastereoisomeric forms in them. The product of the reaction 
of isophytol (III) with 2-methyl-naphthohydroquinone-1,4 (II) 
is the 2-methyl-3-phytyl-naphthohydroquinone-1,4 (XII). This 


is oxidized to give the end product (I), the vitamin K,. The 


vitamin K, synthesized by the authors corresponds with the 


natural one as far as its properties are concerned; this 
was confirmed by the spectroscopic investigation (Fig). 
There are 1 figure and 13 referencesn, 5 of which are Soviet. 


Moskovskiy institut tonkoy khimicheskoy tekhnologii 
(Moscow Institute of Fine Chemical Technology) 
March 4, 1958 
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Synthesis of the 7-Cyano-2, 6-Dimethyl, and 2,3,6-Trimethyl- 
He ptadienes-2, 6 of the Nitriles of the Geranic and 3-Methyl 
@eranic Acids (Sintez 7-tsiano~2, 6-dimetil- i 2,3,6-trimetil- 
geptadiyenov-2,6, nitrilov geraniyevoy i 3-metilgeraniyevoy 


kislot) 


Zhurnal obspchey khimii, 1959, Vol 29, Nr 4, pp 1189-1592 
(USSR) 


In the terpene series the synthesis of the nitrogenous 

compounds is of importance since they (e- &- amines and nitriles 
render possible the synthesis of geraniol, citral, geranic 

acid and numerous homologues (Ref 1). The present article 
contains 4 description of the synthesis of the nitriles of 
geranic acid (1,R=H) and 3Z-methyl geranic acid (I,R=CB, 


starting from 2 _methylheptene-2-on-6 (IV,R= H ) and, 
accordingly, from 2, 3-dime thylheptene-2-on-6 (1, ReCH,) 


(Pattern 1)- Compound (IV,R=H) is synthesized 4s initiel 
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Synthesis of the 7-Cyano-2,6-Dinethyl, and SOV/79-29-4-32/71 

2,3,6-Trimethyl Heptadienes-2,6 of the Nitriles of the Gerenic and 3-Methyl 

Geranic Acids 
product from (II,R=H). This alcohol is transformed (Ref 2) 
into the bromide (III,R=H) which is condensed by acetic 
anhydride (Ref 3) in the presence of magnesium. In order to 
arrive at (I,R=H), (IV, R=H) ig transformed with cyanoacetic 
acid. Compound (I,R=H) is also obtained by transformation of 
(IV) with ethyl cyanoacetate and subsequent selective 
saponification and decarboxylation of the compound (V, R=H) 
obtained. Similarly, the synthesis of the nitrile of the 
compound (I,H=CH,) is carried out, namely by the transformation 2 


of (IV, R=CH,) with the ethyl cyanoacetate. The structure of 


the initial product (1) was proved according to pattern 2. 

The divergency found between the physicochemical conatants of 
the synthetic nitrile of geranic acid (I,R=H) and those of 
the nitrile prepared from natural citral (IX) (Ref 6) is 
explained by the differences in the relative steredisomer 
contents (Ref 7) (last pattern). There are 7 references, 
4 of which are Soviet. 
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S0¥/79-29-4-33/77 
Synthesis of the Dimethyl Ether of the Alkaloid (t+) Tubocurarine Iodide 


and (XI) as well as from (IX,RaH,R' =CHO,H, ) and (XI). The com- 


pound (X,R=H) is methylated with methyl iodide to form compound 
(X,R=CH,) which is then cyclized with phosphorus oxychloride. In 


this process a mixture of phosphates and chlorides forms, from 
which the base (XII) is obteined. The benzyl-oxy group of this 
base is saponified and the resultant quinoline (XIII) is then 
transformed by heat into (XIV) in the presence of copper, 
‘ potash, and pyridine. After the reduction with zinc dust, (XIV) 
is methylated to form (XVI). Compound (XVI) changes with methyl 
iodide into the dimethyl ether (t) of tubocurarine iodide (Iv). 


The test mixture of both products did not result in a depression 
of the melting point. There are 7 references, 1 of which is } 
Soviet. : 
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TITLE: Research in the Synthesis of Curare Alkaloids. 


(Sinteticheskiye issledovaniya v oblasti kurarealkaloidov). 
Synthesis of 2, 3-Dime thoxy-5-Cysnonethyl-4’ -CarDoxy Diphenyl Ether 
(Sintez 0, 3-dinotoksi-5-baiannetil-4’ -kerboksidi fen}lovege efira) 


PERIODICAL: Zhurnal obshehey khimii, 1959, Vol 29, Nr 5, pp 1627-1631 (USSR) 
ABSTRACT: The compound (V) mentioned in the title - an intermediate product 


in the synthesis of tuboourarine and isochondodendrine - was 
prepared according to the following reaction schemes 
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Research in the Synthesis of Curere Alxrloids. SO¥/79-29-5-46/75 
Synthesis of 2,3-Dimethoxy-5-Cyanomethyl-4’-Carboxy Diphenyl .ther ° 


As may be observed from the scheme, the transformation of the 
functional groups may take place in various stages of synthesis, 
Compound I is methylated to II by way of methyl iodide or dimethyl 
sulphate. This (II) is identical with the product of condensation 
of bromoveratrole aldehyde (VII) with the methyl ester of 
4-oxy-azo-benzoic acid (VIII). The reduction of the aldehyde 
(according to Cannizzaro) leads to compound TIX. The same compound 
is obtained (besides compound X) by condensation of brono 
veratroalcohol with VIII. Compound IZY is converted to IV with 
thionyl chloride and cyanized to V. The same compound, however, 
may also be obtained from XIX with 4-oxy-benzoic acid-ethyl-ester. 
The intermediate products were obtained as follows: vanillin was 
brominated with dioxan dibromide to 5-bromo vanillin (VI). This 
was methylated to VII and reduced to IX, converted to x1 by means 
of thionyl chloride and cyanized to XII. The experimental 
describes the reactions carried out. There are 4 references, 2 of 
which are Soviet. 
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The Synthesis of Racenie Tubocurarine (Sintez ratsemi- 
cheskogo tubokurarina) 


Doklady Akademii nauk SSSR, 1958, Vol 122, Hr 1, 
pp 77 - 79 (USSR) 


The effective substance of blow-pipe curare are the 
alkaloids of the bisbenzyl tetrahydro-isoquinoline 
group of unsymmetrical structure. Those aikaloids 
are distinguished from one another by the degree of 
methylation of nitrogen atoms and phenol hydroxyls. 
The following are secondary and tertiary bases: 
@-chondrofoline, d- and O-curarine and some others. 
whe main representative of quarternary ammonium 
salts is d-tubocurarine chloride (tubocurarine, curarine) 
(x). Its physiological activity is great since it 
causes the relaxation of the cross-striated muscles. 
In spite of intensive investigations it has hitherto 
remained impossible to prove the chemical structure 
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The Synthesis of Racemic Tubocurarine S0V/20-122-1-20/44 


of tubscurarine by synthesis. The authors prougnt 
about their scheme of synthesis of phenol alkaloids 

of the chondodendrine series by a subsequent structure 
of the system containing the elements of natural 
alkaloid (scheme on pase 78). The process of the syn- 
thesis is described in detail. Its final stage is 

the formation of a macrocyclic system by closing 

the second ether bindirg to @ chlorine hydrate (¥II) 
with the melting point from 176-180°. By subsequent 
reduction it was possible to isolate 3 isomeric nor- 
chondiofollines (VIII):Chlorine hydrates: 1) With a melting 


point from 174 - 176°, 2) from 194-196° and 3) Grom 
185-187,5°. The two former were changed to bi-tertiary 
bases by methylation. With respect to their composition 
the bases corresponded to chondodendrine (IX). On 

the strength of the carried out reactions the mentioned 
synthetic compound may be regarded as a racemate of the 
natural alkaloid. 
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Synthesis of 2,6,10,14,18, 22-Hexamethyltetracosahexaen~ 
2,6,10,14,18, 23-01-22, the Farnesylnerolidol (Sintez 

2,6,10, 14, 18, 22-geksametiltetrakozageksayen-2,6,10,14,18,25- 
ola-22 farnezilnerolidola) 


ghurnal obshchey khimii, 1959, Vol 29, Nr 7; pp 2314 ~ 2318 
(USSR) 


Farnesylfarnesol Cz ofl5Q% a component of the natural f-phylio- 


quinone (vitamin K,) (Ref 1), belongs to the group of isoprene 


polymers occurring in nature, such as rubber, gutta-percha, 
solanesol (Ce Hg?) and other polyterpenes. The physico-chen- 


ical and biological properties of these compounds are connected 
with their stereo-isomerism, caused by the presence of double 
bonds and methyl groups. The cis-trans isomerism complicates 
the synthesis of similar isoprenoid compounds, as conversions 
of the spatial configuration in the course of a reaction lead- 
ing to mixtures of the isomers have frequently been observed. 
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Synthesis of 2,6,10,14,18,22~Hexamethyltetracoga~ S0V/79-25-7--46 /83 
hexaen.~-2,6,10,14,18, 23-01-22, the Parnesylnerolidoi 


In the present paper the synthesis of farnesylnerolidol (I) oy 
condensation of BsX-unsaturated alcohols with acetoacetic egs- 
ter (Ref 3) is described. Nerolidol (II) (Ref 4) is used as an 
initial substance. The stepwise building up of the isoprene 
links of farnesylnerolidol (I) was effected by the application 
of three similar methods, which ineluded the synthesis of the 
ketones by means of acetoacetic ester or acetylacetone, con- 
densation with acetylene, and selective hydrogenation (Scheme), 
Compound (II) interacted with acetoacetic ester to yield (11§ 
(III) being converted to (IV) by condensation with sodiun 
acetylide, Pd-catalyzed selective hydrogenation of (IV) gave 
(V). This alcohol (V) was then submitted to a similar reaction 
cycle. Thus, the compounds (VI), (VII), and (VIII) were obtain- 
ed successively. Farnesylnerolidol was finally synthesized fron 
(VIII) by way of the intermediates (IX) and (X). There are 5 
references, 1 of which is Soviet. 
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TITLE: Synthesis of Octadeca-9,12-dienoic-1-acid (Sintez cktaceza- 
diyen-9,12-ovoy-1 kisloty) 


PERIODICAL: (eay obshchey khimii, 1959, Yol 29, Nr Ty PP 2318 ~ 2323 
USSR 


ABSTRACT: The authors succeeded in synthesizing the octadeca-9,12-dienoic- 
1-acid (I) by using undecyl-10-enic-1-acid and heptanal=1 (en- 
anthole), the half products of various chemical industrial proc- 
esses (Ref 6) (Scheme). The initial undecylenic acid was brom- 
inated to form acid (II), which gave acid (III, R=H) by the 
elimination of HBr. The corresponding methyl ester (III, R=CH,) 


on treatment with phenylmagnesium bromide yielded compound (19), 
which was dehydrated to give (V). Subsequent destructive oxida- 
tion of (V) gave the acid (VI, R=H). The methyl ester (VI, R=CH,) 


was used as an intermediate in the synthesis of linoleic acid 
(I). For the synthesis of the second structural elament in this 
synthesis, namely compound (X), enanthole wag used. The latter j 
Card 1/2 was transformed into 1,1-dichloroheptane (VII) and then into aa 
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Synthesis of Octadeca-9,12-dienoic-1-acid S0V/79-29-7-47/83 


ASSOCIATION: 


SUBMITTED: 


Card 2/2 


heptyne-1 (VIII). The organomagnesium compound of (VIII) was 
caused to react with formaldehyde and the resulting compound 
(IX) was treated with phosphorus tribromide. By condensation 

of the magnesium derivative of the methyl ester of 9~decynoic- 
1~acid oe with (X) in the presence of copper (I) chloride sub 
stance (XI) was obtained. Selective hydrogenation of the nethyl 
ester of we3 and subsequent saponification (XII) yielded lino- 
leic acid (I). The structure of (1) was verified by its physico- 
chemical constants and spectroscopic data (Figs 1,2). There are 
2 figures, 1 table, and 7 references, 2 of which are Soviet. 


Moskovakiy institut tonkoy khimicheskoy tekhnologii imeni 
M. V. Lomonosova (Moscow Institute of Fine Chemical Technology 
imeni M. V. Lomonosov) 


June 16, 1958 
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AUTHORS: Malina, Yi ° Yevaotileneyey: ; Preobraznenskly, 
He. A. Ss 
Sa 


TITLE: Synthesis of cofs-Homocinehololpon 


PERIODICAL: Zhurnil obshchey khimtl, 1960, Vol 30, Nr 1, pp 213- 
216 (USSR) 


ABSTRACT: The synthesis of cis-_and tyans-homocincholotpons based 
on diethyl ester of B=( @ -cyanopropyl)glutaric acid 
was reported previoubly (Izv. vyssh, uchebn, zaved., 


MVO SSSR, Khimlya 1 khim. tekhnolog., 1953, Nr 5, p 

The present study deals with the synthesis of cig- 
homocincholotpon (VI; R =H) based on ethyl ester of 
mononitrile of Q-ethyl- Q@ -carboethoxy- B snetnoxny- 
methylglutaric acid (T; R=C5H,) 


CULOCH, 


GHOCHy CHOCHs 
CH J egile | Gall, 
“ON AQll, is Vv 
He ee >| Pscoon = 
Card 1/4 ts se eOGIES sha aes 
: Cook NSO NON} 


ra) \ ab I a 
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synthesis of cis-Homocinenoloipon 
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CH OCH CllaBr CHCH,COOH 
Lele L Calls toca. 


The reduction of ester (I) in ethanol in the presence 
of Raney nickel gave 3-ethyl-3-carboethoxy-4- 
methoxy-methylpiperidoune-~2 (II; R=C 5H. ) in two 1someric 
forms: (1) bp 175-177° C_at 1 mm; and (2) op 22 : 
1 mn). Fraction Lipsi77° C was used in the subseauent 
reactions. Saponification of plperidone (II) (R = ¢ 
with KOH in water-nleohol solution pave the acid ( 
R = H) which on decarboxylation rave 3-ethyl-l-methoxy- 
methylpipert doe -2 (rrr), Reduction of (III) wi 
lithLum aluminum hydride in dioxane fave 3-ethyil-l- 
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Synthesis of cis-Homocincholoiron 7 
e 


methoxymethylpiperidine (IV). The latter, on treatment 
with 47% hydrobromic acid, gave 1l-nitroso~3-ethyl-4- 
bromomethylpiperlidine (V3 R =NO), which on condensation 
with sodium malonate, saponification, and decarboxyla~ 
tion gave 1l-nitroso-3-ethyl~plperidyl-'-propionic acid 
(VI; R=NO). Finally, the elimination of the nitroso- 
group by heating the latter acid yith ecuprous chloride 
gave cis-homocincholoipon (VI; R= H; mp 172-172.5° c). 
The same starting materials and same type of reactions 
can be applied also for the synthesis of pilocarpine 
alkaloids, Ester I (R=C,H, ) on treatment with methanol 


saturated with HCl gave methyl ester of Y: vA - 
dicarboethoxy- A -methoxynethyleaprote acid (VII). The 
latter was hydrolyzed with HCl or 40% hydrobromic acid, 
and ylelded a mixture of diastereomeric Q-~ethylhomo- 
paraconic acids (VIII; mp 48-60° Cc), one of which was 
identified as racemic homopilopic acid (mp 102-103° s 
Card 3/4 the other as racemic homoisopilopic acid (mp 73-74° c 


3 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0013429 


"APPROVED FOR RELEASE: Tuesday, August 01, 2000 


eee eee Ce Bee) Sots i ane 


CIA-RDP86-00513R001342' 


“Synthesis of c1is-Homocincholoipon 77385 
S0V/79-30-1-L6/78 


Hp CH COD 
71 i 
HyCya | 


COOC ny ed ; ke 
cH — CH,— CO0CH, aos 


{t) (R=¢,H;) —= HsC,-C 
CCOC,H, CH,OCH, 


HOOCH,C oH 
(Mil) ae 


HCH | 
qa goo 
There are 2 references, 1 U.S., 1 Soviet. The U.S. 
reference is: C. F. Koelsch, J. Am. Chem. Soc., 68, 


146 (1946). 


ASSOCIATION: Moscow Institute of Fine Chemical Technology (Moskov- 
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SUBMITTED: December 26, 1958 
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Synthesis of (+)-3-Viny1-8-quinuelidinesar- (787% 
boxylic Acid CU LS 
A mixture of aximos = is 
ing quininone and nydi ar 
aleoholle solution of Ny is 
dissolving the mixture 5% KOH with 
tion with carbon dioxide (mp 110-113°, 
The esters were obtained from the mixtupe ny - 
ing wayt To the mixture of ozimes (71.4 3) 
in (560 m1) 5% KOH powdered bensenesul fomy 
9.9 ¢) is added slowly (within 1-1.5 hy) 
constant stirring. The reddish-yellow o11; 
: tate is extracted with chloroform (400 m2) 
NaOH and water, and dried with NaHSo, . 42 
“Fr 
distillation of chloroform, the Dvecioptiate ta dis. 
solved in nleoholte solution of KOH (117 § ROW in 256 
ml CH,0H and 88 ml H,0) and heated at 1G0-105° for §u 
hr. The residue is dissolved in water (400 ml) anc 
extracted with benzene. The aqueous portion is neutrs- 
lized with HCl to PH 7, filtered, concentrated by 
Card 3/5 evaporation, and extracted with hot absolute alcohol. 
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Synthesis of (+)-3-Vinyl-C-cuinuclidinecar- 
boxylic Acid 
After repeated additio 
vacuum distillation (at Ste 
alcohol solution) of the 
dissolved in water, neutra 


tracted with ether, Distillation of the residue Ter 
after removal of ether results in bwo tractions--ethy! 


ester of 3-vinyl-8-quinuclidineecar boxy Lie acid (yield 
14.8% es 2), bp 80-82° (0.5 mm), d) ad) 1.06280) and 


¢ 


H 


ethyl ester of quininic agi 1% 
38- 1420 (0.5 mm)). The 3-vinyi-8-quinuc 
boxylic acid 4 obtained from its ester { 
the Latter f) 2, stand of 4 : 
days. with . ibsequent -acuum tillation 
(mp 20b-20°}). There ar: 2 figures; and 
1 Soviet wiss, LOK. U.S The UK 
references ares T. A. ree K, S. Kirby, 


J. Chem. Soc., 524, (105 )3 R. B. Woodvard, 
F. oJ. Brutsehy, J. Am. Chem. Soc., O7, ihes 
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ABSTRACT} 
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Pa a 


ae 
G-30-2-08 Ae 
Hong-Tlung, Yevetipneyeva, R. P Preobrashenskt: 
N. a. Weare 7 ee 
bud - tj oO Bucs 7 * . 
ae . ei ef Lsoquinoline Compounds AVI 
u L . AVE, 
Tas a ae ae te Din net noxy—- o ~methy1-7-(1 ‘ -meth;1-é", 
i imethoxy- s2",3",4" stetrahydroisoquinolyl)-3,4,5 
6,7,8-hexahydrobenzo- (1,2:1'2!')-quinolizgine : 


Zhurnal obshchey Ichimii, 106 : ; . eee 
479 (USSR) C 5 950, fol 30, Nr 2, pp 47é- 


This is a continuation of the series of papers or 
emetine and its derivatives (Yevstigneye va, A. Pe 
et al., Zhur, obshchey ichim., 28 18h” 
The path for the his es ts of yrs 
7-(1"-methy1-6" ,{"-dimethody-1",? 
quinoly1)-3,4,5,6,7,8- ~hexahydrobe 
ligine (vrz) (this compound differ rs 
“FY tne presence of methyl instead of 
at Co) ts shown in the seheme below, 
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XVI. ,enthests of 4', 5'-pimethoxy-6-methy1- SO¥ 7 9-30-2-24/ 

7-(1"-methy1-6",7"~dimethoxy-1",2",3",4" foe Sree 
LS gor 


tat Kir 4 > - fg ee 
vevranydroisoquinolyl)~3,4,5,6,7,8-hexahydro-~ 
benzo-(1,2:1'2')-quinolizine 


NCGS -Clig-CH-CHy~ COOCH, —» HyCOCC--CH,-CH-CH,-Cocett, — 
4 = 4 
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NC -0~ COOP aH, 


HO CH. City 
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XVI. Synthesis of : } 
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uCO 
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CVA) 


The methyl ester of  -( @ t-vyang- G!-carhet 
- Voattyaleen aa dine Je 4! ud = . : Si 
ethylsslubart meade (bp Loe Lbs (2 mn), qd, 


‘t : 
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L600) was synthesized by reaching methy | 
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Studles in the Series of Isoquinoline a cle (TE73 

i Synthesis of /bt,5! ~Dimethoxy ;~G-methyl- SOV /19-30-2-PK JA aS 
(-(1"-methyl-6",7"- Gail here" ae a 

betrahydrotsoquinoly] )-3,4 5 ~hexahydro- 
hesos(ie Sie eaten: 1c 


7? 
oP [2 ~(cyanocarbethoxy )-methyiglutarte acid with 


methyl fodide in presence of sodium mnethoxide. ‘bapont- 
featvion and d. gaurboxylation of ZT gives II (bp 126- 


127° (2 mm), a, 28 1.1360, ne? 1.4489), Piperidone 


(IIT) 2° (3.1 mm) was obtained by catalytic 

hydro ston of (IE) in presence of homoveratryl- ‘ 
amine. slination of (ITI) by reactine it with . 
a. Chloride and subsequent reduettlom of the 

resultd chloride of tertlLary amine resuliy in meth” 


ester ,5'-dimethoxy-6-methy1-3,4,5,6,7,8-hexza- 
,2:i',2')-aqninolizyl-7—-acetic acid (IV) 


Te pygcead Clee FAO), 235 (oe £0 


‘ 


a na leads to the amide (Vv; 
tee 
4 


420), 260: (ies Fo. 
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Studies in the Sertes cof Ts oquinoline Compounds. 77872 
XVI. Synthesis of 41,5'!-pimeshox ae neon soa tee caesar 
7~(1"-methy1-6",7"-dimethoxy-1",2",2 Pee 
peleahydee secnoiiye -3,4,5,6,7,8-hexahydro- 
benzo-(1,3:1'2')-quinolizine 


Amin “9 (log F 3.60), 345 (log ¢_ 3.05)), hich, 


upon cyelination effected by posers rl chiorids, 

rives dihydroisoquinoline derivatiy e (YI) (mp 59-£0°, 
g ny 5 , S rot ey aes 

A max 225 (log & 4.20), 280 (log ‘¢ 3.95), 305 

oe a 19) 50 os 00 (log E— 


g 

250 (log & 3.58), 3 

ie o he hydrochloride of the final compound (VLE) 
22 LA ou eu (lom & 4.09), 285 (lee Pay: 
A aver ee (log £2.92)) 18 obtained by reduction 

or (VI). There are 4 Sovlet references. 


ASSOCIATION: Moscow Institute of Fine Chemical Technolory (Moskov- 
skiy institut tonkoy khimicheskoy tekhnologil) 


SUBMITIED: February 23, 1959 
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AUTHORS : Tsizin, Yu. S., Preobrazhenskiy, N. A. 
TITLE: Investigation in the Field of Diphenyi Et 5 Si 


thesis of 3,5-Diiodo-4-(2'-hydroxy-3'-methozy-5' 
formy Lphenoxy)-phenylacetic Acid 


6 Ue7ge 
PERIODICAL: Zhurnal obshchey khimil, 1960, Vol 30, Nr 2, pp 179 
483 (USSR) 


ABSTRACT: Synthesis of above acid (IX) was conducted as follows: 


,N ON HOO 0,N 


wo-C=)-tHc000%5 — r0-C~)-0 0000 —- mn a—<~>-engca0n 3S 
0,N HCO 


0,6 
i“ {1} : (i) 


Card 1/4 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0013429 


"APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R001342' 


safe SEES 
EE f = a 


Investigation in the Field of Diphenyl Ethers. 77E74 = er 
Synthesis of 3,5-Ditodo-4-(2'-hydroxy-3'- SOV/79- 40-5 -f25/7° 
methoxy-5'-formylphenoxy)-phenylacetic Acid 


, Hc{ocock,), 40, oC(OCOCHs}, RH, HCO 0 
0X )-cH, 00008, — S)-0-)-o4tt004,-~ S-0-2= S- CH,COeO, 


HCO QCOCHs NO, HsC0 OCOCH, NH, HO” oroch, 0 
(1) (v) ( | 

wco J HCO HCO 0 ; 
- 0-04 c00 — $04,000 mene ae o£, 0004 ; 

HxCO CH HNCOCH, HCOOH H,N-HEL Hyco) «0H OG : 
(Mi (uit) (Xx) 


Methyl 3,5-dinitro-4-hydroxyphenylacetate (I) was 
prepared from 3,5-dinitro-4-hydroxyphenylacetic acid and 
anhydrous methanol, in the presence of conc HSO) in 

€9% yield (mp 86-81°). (II) was obtained from (I) and 

p-toluenesulfonyl chloride in the presence of dimethyi- 
aniline, in 65.8% yield (mp 149-150°). (III) (f = CHy) 
was obtained from (II) and 3-O-methylgallic aidehyde, 1 
43% yield (154-1559). (IV) was prepared from (III) and 
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Investigation in the F1 
i eld of Diph 9 * 
Pees 3,5-Di todo-4-(9! -hytnoxy_3 ee ess 5778 
Oxy-5'~f ormy lphenoxy) -phenylacetic Acid as Cae eae 
acetic anhydride, in the presence of cone H,S6¢., ir 
eer as aa 
db yess (mp 131.5-132,5°, alcohol). (0) was re 
ae yield (ee tee cae, (IV) over Raney Nica i 
; mp 153-15NC). (yr) 
(73 ana phesenae W@aS prepared from 
i 1 KI, 
Gid Xd 17) NaNO;, HjS0,, KT, 


I Ww 
a» Water, and chloréform, in 36.66 yield. For the 


J 1d acia ace a ve 
& Vis - E Re 


+ J 


cid, HC (d ) and Ww 7 da e to the 
s. " ( ) 


a 2 
cea), NaNO,. (IX) was obtained in 15.4% yield (mp 118-121°) 
by addition of the above reaction mass to the mixture 


CIA-RDP86-00513R0013429 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 


"APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R001342' 


Bt 


IInvestigation in the Field of Dipheny: Ethers. 
ynthesis of 3,5-Diicdo-4-(2'=hydroxy-3'- 
ethoxy-5'-formylphenoxy)-phenylacetic Acid 


of KI, I,, urea, water, and chloroform. . (IX) was 


obtained atso from (VI), glacial acetic acid, and 

HCl (d 1.19) in 92.4% yield (mp 117-1209). There are 

5 references, 3 U.K., 2 French. The U.K. references 
are: R. Pitt-Rivers, 0. Thibault, Lancet, I, 285 (1955); 
J. H. Wilkonson, Bioch. J., 601 (1956); W. Bradley, 

R, Robinson, G. Schwarzenbach, J. Chem. Soc., 793 (1930). 


ASSOCIATION: Moscow Institute of Fine Chemicals Technology (Moskovskiy 
institut tonkoy khimicheskoy tekhnologii) 


SUBMITTED: January 31, 1959 
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AUTHORS: Sarycheva, I. K., VYargarti.. 9. N., Utxina, O. 4 
Preobrachenskiy, N. A. 

TITLE: Investigations of Lipldes. IV. Study of Un 
Glycerides Using Paper Chromatography 


PERIODICAL: Zhurnal obshchey khimii, 1960, Vol 30, Nr 3, 
pp 1048-1050 (USSR) 


ABSTRACT: Identification and separation of synthetic glycerides 


was studied using paper chromatography. A previously 
described procedure (H. Schlenk and others, J. Am. 
Oil Chem. Soc., 34, 377, 1957) was used. For the 
monoglycerides of oleic (4), linolete (B), and 
linolenic (C) acids, the following Re were obtained: 
0.70, 0.81, and 0.91. The Rp values obtained for the 


investigated triglycerides are given in Tanle 1 below. 
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‘Investigations of Lipides, IV 


Table l. R, values for triglycerides. 


Key: (a) Triglyceride; (b) Number of 


double tonds; 
(L) linolele acid; (S) stearte acid; (OQ) olete setd: 
(rin) linolenic acid. 
a. /| be 
a Fae 
al LSL hy 4 0.10 
SLL CD 4 0.12 
LOO (If) 4 0.16 
SinO IV) 4 0.20 
LOL (V) 5 0.24 
LLL Wh 6 0.26 
Sboln (Vib 6 0.32 
LuShna «(Vith 5 0.40 
Lbab aX) 7 O47 
Labbe Xi i 0.49 
LLoLn (Ny | 8 0.53 
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and 6 references, 2 U.g 1 
2 cés, . U.E., 1 Swiss 
4 a 2 “3 wiss 
rene age a i@ U.S. and U.K, references are: D. Cnapman 
A.C. Davies, J, Chem. Soc., 1502 (1957); J. W son 
eckert a R. Reiser, J. Am. 0411, HOG. ;- 33) 123, 


(1956); Sehlenk, I, 

© L. Gellerman J. 12 
H. K, aati J:. Anh 4 3 a. Tillotson 
(1957). m. O11. Chem. Soc, 5 Bh, 377 ? 
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5(3) 
AUTHORS: Taizin, Yu. S., Tolkachev, 0. K., Sov /79-29-5-47/75 
Volkova, L. ¥., Preobrazhenskiy, N. A. 
ee he eee 
TITLE: Research in the Synthesis of Curare Alkaloids. 


(Sinteticheskiye issledovaniya v oblasti kurarealkaloidov). 
Synthesis of 2-Oxy-3-Methoxy-5-( f -Nitrovinyl)-4'-Carboxy 
Diphenyl Ether (Sintez 2-cksi-3-metoksi-5-(f-nitrovinil)-4'- 
karboksidifenllovogo efira) 


5 PERIODICAL: Zhurnal obshchey khimii, 1959, Vol 29, Nr 5, pp 1631-1635 

(USSR) ; 

ABSTRACT: The compound was obtained in two ways: a) condensation of 
5-bromo vanillin with methyl- or ethyl ester of 4-oxy-benzoic 
acid or b) condensation of 3-methyl-"gallus" aldehyde with 
the methyl ester of 4-bromo benzoic acid. In the reaction 
according to a) the ethyl ester is preferable as methyl ester 
leads to an impure product by the formation of anisic acid 
and its ester. In order to obtain better yields, a new course 
of synthesis was worked out: 
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Research in the Synthesis of Curare ad 30V/79-29-5-47/75 
Alkaloids. Synthesis of 2-Oxy- 3-Methoxy- 5-(p-Hitrovinyl)~ 4'-Carboxy 
Diphenyl Ether 


CH,0 CHO CH,O 
3 A, CHO cH,0 cH(OCOCH, ), 
HO HO CH,C00 
OH 3 
_ 0) _—_ 0 —> 
Br 
Om 0,N OnN 
COOCH, CUOR OOR 
ca ococ, do CH;0 
cs C z & NO 
——> 0 
ee Ss 
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askxaloids. Synthesis of 2-Oxy-3- istndeys S= (B- netveriayi)< 4'-Carboxy 
Diphenyl Ether 


The nitro group was reduced with nickel by catalysis, whereas 
the amino group was removed by reduction of diazonium salt 
with hypophosphoric acid. By reaction with nitro methane the 
compound mentioned in the title is obtained. The experimental 
part describes the reactions and gives the data concerning 
the compounds obtained. There are 4 references. 

ASSOCIATION: onkovakiy institut tonkoy khimicheskoy tekhnologii imeni 


Lomonosova (Moscow Institute of Fine Chemical Technology 
imeni Lomonosov) 


SUBMITTED : May 5, 1958 
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s/079/60/030/05/1 3/074 


B005/B002 
AUTHORS: RBazilevskaya, G. I., Baynova, M. S., Dyumayev, K. Mo, 
Preobrazhenskiy, N. A. 
TITLE3 Synthetic Investigations in the Field of Isomeric sesetae 


V. Synthesis of Methyl Ester of Tropanol-3u-carboxylic 
Acid-2A Alloecgonine) and of Tropanol-3a-carboxylic 
Acid-2a Allopseudoecgonine) 


PERIODICAL: Zhurnal obshchey khimii, 1960, Vol. 30, No. 5, ppe 1458-1461 


TEXT: The methyl ester of tropanol-3-carboxylic acid-2 may occur in 

4 racemic and 8 optically active forms, whose structural formulas are 
given (I-IV and the corresponding antipodes and racemates). Only the two 
forms I and II occur in nature. No more than a few little informative 
data arg contained in publications concerning the other two forms III 
and IV (Refs. 1,3,4). The authors of the present paper investigated a 
number of catalytic, electrochemical, and chemical methods of hydrogena- 
tion, in order to obtain the isomeric methyl eaters of alloecgonine 
(racemate of III) and of allopseudoecgonine (racemate of IV) from the 
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Synthetic Investigations in the Field of $/079/60/030/05/1 3/074 
Isomeric Cocaine. V. Synthesis of Methyl Ester BO05/B002 

of Tropanol-3q¢-carboxylic Acid-2f3 (Alloecgonine) 

and of Tropanol-3qa-carboxylic Acid-2a 

(Allopseudoecgonine) 


methyl ester of tropanone-3-carboxylic acid-2. It depends on the condi- 
tions of hydrogenation and on the nature of the reduction agent, as to A 
which isomer is formed. In the catalytic hydrogenation of the methyl es- 
ter of tropanone-3-carboxylic acid-2 with Raney nickel as a catalyst, an 
oily substance was obtained, whose composition and molar refraction 
correspond to the methyl ester of ecgonine; other constants, however, 

do not agree with one another. The wide boiling range of the substance 
obtained and the fact that its iodine methylate already decomposes at 75 
beneath its melting point, allow the conclusion to be reached that the 
substance synthesized is a mixture of isomers III and IV, Refractive 
index and specific weight of the oil obtained are lower than the corre- 
sponding values of ecgonine methyl ester. This is indicative of the fact 
that the mixture consists in the main of isomers with 2,3-trans-struc- 
ture; furthermore, the good solubility of oil in ether allows the con- 
clusion that the methyl ester of alloecgonine is chiefly obtained on the 
catalytic hydrogenation of the methyl ester of tropanone-}3~carboxylic 


ls 
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Synthetic Investigations in the Field of $/079/60/030/05/13/074 
Isomeric Cocaine. V. Synthesis of Methyl Ester B005/BO002 

of Tropanol-34-carboxylic Acid-26 (Alloecgonine) 

and of Tropanol-3a-carboxylic Acid-2a. 

(Allopseudoecgonine) 


acid-2 in the presence of Raney nickel. The amount of the simultaneously 
resulting isomeric methyl ester of allopseudoecgonine grows with the 
conditions of hydrogenation becoming more rigorous. The authors succeeded 

in separating the two isomeric methyl esters from each other by way of 

the fractionated distillation of the oil obtained and by the fractionated ve 
crystallization of the picrates. Hence, the described reduction of the mite 
methyl ester of tropanone-3-carboxylic acid-2 proceeds in steric 

orientation and leads to the formation of 3-hydroxy-arial isomers. All 

the operations (catalytic hydrogenation, preparation of picrates, 
fractionated crystallization, preparation of hydrochlorides of the two 
isomeric methyl esters) are described in great detail in an experimental 
part. Yields, melting points (boiling points respectively), and elemen- 

tary analyses are specified for all of the compounds described. There 

are 8 references: 3 Soviet, 2 English, and 3 German. 
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Synthesis studies in the field of polyene compounds. Part 17: 
New synthesis of retinal or 9,13-dimethyl-7-(1,1,5-trimethyl- 
cyclohexen-5-y1)-7,9,11,13-nonatetraen-15-al. Zhur.ob.khim. 
30 no.6:1823-1828 Je '60. (MIRA 13:6) 


1. Vsesoyuznyy nauchno-issledovatel'skiy vitaminnyy institut. 
(Nonatetraenal) (Olefins) 
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Synthesis of ethyl 4,6,9-triketocaprate. Zhur.ob.khim. 30 
no .6:1828-1831 Je '60. (MIR. 13:6) 


1. Moskovakiy institut tonkoy khimicheskoy tekhnologii. 
(Capric acid) 
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Synthesis of the natural alkaloid ( 
+)-cinchonamine, Z 
Khim, 30 no.6:2085-2088 Je '60. (MERA ay 


1. Moskovskiy institut tonkoy khimi 


cheskoy tekhnologii, 
~-(€inchonamine) : 
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Investigations in the synthesis of isomeric cocaines, Part &; 
Synthesis of methyl esters of 3g ~tropanol-20 “carboxylic acid 
pseudoecgonine, and 38 ~tropanol-28 -carboxylic acid ‘ 
ecgonine. Zhur.ob.khim. 30 no .6; 2088-2091 Je 169 

(MIRA 13:6) 
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Synthesis of racemic stereoisomeric X-alkylparaconic acids. 
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(Paraconic acid) 
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Synthesis of optically active & -alkyl- f-butyrolactone- 
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Synthesis of the ethyl ester of 4,6,9,11, 14-pentaketopenta- 
decanoic acid and of the ethyl ester of 4,6,9,11,14,16,19- 
heptaketoeicosanoic acid. Zhur.ob.khim,. 30 no.722259-2261 
Jl '60. (MIRA 13:7) 


1. Moskovskiy institut tonkoy khimicheskey tekhnologii. 
Pentadecanoic acid) (Bicosanoic acid) 
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Claisen condensation of esters of 4-methyllevulinic acid. 
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Similarity between the chemical structure and biological 
activity of ribonuclease and increpan. JZhur.ob.khim. 30 
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inetitut farmakologii i khimioterapii Akademii meditsinskikh 
nauk SSSR, 

(Ribonuclease) 
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Infrared absorption spectra and structure of some dar tentives 
of f-diketones. Zhur.ob.khim.s 30 no.8:2533-2536 Ag '60. 
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1. Moskovskiy institut tonkoy khimicheakoy tekhnologii. 
(Ketones--Spectra) 
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pentadecanoic and 2,8,13,18-tetramethyl-4,6,9,11,14,16,19- 
heptaketoeicosanoic acids. JZhur.ob.khim. 30 n0.8!2536~2539 
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Synthesis of 3-methyl-1,16-hezadecanedioic acid. JZhur.od.khin. 
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(Hexadecanedioic acid) 
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Synthesis of 1,l-ethylenedi oxy~5-hexyne. Zour .od.xhin. 
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1. Moskovskiy institut tonkoy khimicheskoy tekhnologii. 
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AUTHORS: Pleshakov, M. G., Sarycnéva, I. K., and 


Preobrazhenskiy, N. OA. 


TITLE: Synthetic Investigations in the Field of Poly- 
acetylene Fatty Acids 


PERIODICAL: Zhurnal obshchey khimii, 1960, Vol. 30, No. 9, 
pp, 2983 - 2985 


/ 


TEXT: The synthesis of arachidonic acid (Refs. 1,2) and other higher fe 
polyacetylene acids of the aliphatic series is related to the syn- eae 
thesis of the poly-yne hydrocarbons and their derivatives. The authors 
synthesized 1-chloro madesnasyae 215 II), 2-(octadiyn-4',7'-y1)-1,3- 


dioxolane (VII), tridecatriyne-1,4,7 (VIII), the ethyl ester of 


T-chloro heptynoic-5-acid (X), and the ethyl ester of eicosatetrainic- 
5,8,11,14-acid ee 1-chloro undecadiyne-2,5 (IV) was obtained from 
heptyne-1 (II) (Refs. 3,4) with 1,4-dichloro butyne~2 (III) (Ref 5) 
under the action of organomagnesium compounds. As initial product 
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Synthetic Investigations in the §/079/60/030/603 /019/022/£% 
Field of Polyacetylene Fatty Acids BO0O1 /BO066 

for the same method of synthesizing 2-(octadiyn-4',7'-y1)-7,5- 
dioxolane (VII), propargyl bromide (VI) (Ref-6) and 2-(pentyn-4'-yi)- 
1,3-dioxolane (V) (Ref. 7) were used. Tridecatriyne-1.4,7 (VIII) 
results from compound (IV) and sodium acetylenide. The ethyl ester 

of the 7-chloro heptynoic-5 acid (X) is obtained by reacting the 

ethyl ester of B-bromo propionic acid (IX) (Ref. 8) with 1,4-dichloro- 
butyne-2 (III). Condensation of compound (VIII) with the ethyl ester 
of 7-chloro heptynoic-5 acid (X) eventually gives the ethyl ester of 
eicosatetrainic-5,8,11,14 acid (I), The molecular refraction of 
tridecatriyne-1,4,7 (VIII) is higher than the theoretical value, which 
is characteristic of such compounds (Ref. 9). There are 10 references: 
4 Soviet, 3 US, 1 British, 1 French, and 1 Spanish. 
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(Moscow Institute of Fine Chemical Technology) 
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Synthesis of the main trivlyecrides of linoleic acid. Dokl. AN o59n 
135 no.3:617-619 N '60. (MINA 13:12) 


1. Moskovskiy institut tonkoy chimicheskoy telkhnolo#ii im, M.V. Lomonosova. 
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(Linoleic acid) 
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